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Methods of Forming Insulating Materials 

TECHNICAL FIELD 

The invention pertains to methods of forming insulating materials, 
such as, for example, materials comprising silicon oxide. In exemplary 
applications, the invention pertains to methods of forming boron and/or 
phosphorous doped materials comprising fluorine, silicon and oxygen. 

BACKGROUND OF THE INVENTION 

Silicon oxide materials (such as, for example, silicon dioxide) are 
commonly used in semiconductor device fabrication as insulating 
materials. Silicon oxide materials can be formed by chemical vapor 
deposition (CVD) from appropriate precursors. An exemplary 
combination of precursors that can be utilized for forming silicon oxide 
materials is silane (SiH 4 ) and hydrogen peroxide (H 2 O z ). Another 
precursor combination which can be utilized for forming silicon oxides 
is tetraethyl orthosilicate (TEOS) and ozone (O s ). 

Silicon oxide materials can be doped with one or both of boron 
and phosphorous to alter (lower) a dielectric constant of the material. 
The boron and/or phosphorous can be introduced into a silicon oxide 
material by, for example providing one or both of a boron-containing 
precursor material and a phosphorous precursor material in a CVD 
reaction chamber during deposition of the silicon oxide material. 
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Suitable phosphorous precursor materials include, for example, PH 3 and 
tetraethoxy phosphine (TEPO). Suitable boron-containing precursors 
include, for example, B 2 H 6 and triethyl borane (TEB). An alternative 
method of introducing phosphorus and/or boron into a silicon oxide 
material is to implant one or both of phosphorus and boron into the 
material. 

A characteristic of a deposited silicon oxide material is its so- 
called flow temperature. A flow temperature is a temperature at which 
the silicon oxide material will melt. Flow temperature can be an 
important characteristic of silicon oxide materials. For instance, 
incorporation of silicon oxide materials into semiconductor fabrication 
processes frequently involves melting and reflowing of the materials to 
increase planarity and obtain good coverage of the materials over 
underlying device structures. Films consisting essentially of silicon 
dioxide typically have flow temperatures of about 1,100°C or higher. 
Addition of boron or phosphorous to such films can reduce the flow 
temperatures to less than 850 °C. It would be desirable to further 
reduce flow temperatures. Specifically, silicon oxide flow frequently 
occurs after provision of semiconductor devices in a semiconductor 
20 fabrication process. The high temperatures of silicon dioxide reflow can 
adversely affect such devices. 

Another characteristic of silicon oxide materials is density. Denser 
materials generally have better flow properties than less dense materials. 
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Specifically, denser materials can frequently reflow over underlying 
nonplanar structures more quickly than can less dense silicon oxide 
materials. Accordingly, it would be desirable to develop methods for 
densifying silicon oxide materials. 

SUMMARY OF THE INVENTION 

In one aspect, the invention encompasses a method of forming an 
insulating material. A substrate is provided within a reaction chamber 
together with reactants comprising Si, F and ozone. An insulating 
material comprising fluorine, silicon and oxygen is deposited onto the 
substrate from the reactants. 

In another aspect, the invention encompasses a method of forming 
a boron-doped silicon oxide having Si-F bonds. A substrate is provided 
within a reaction chamber together with reactants comprising F-TES, a 
boron-containing precursor, and ozone. A boron-doped silicon oxide 
having Si-F bonds is deposited onto the substrate from the reactants. 

In yet another aspect, the invention encompasses a method of 
forming a phosphorus-doped silicon oxide having Si-F bonds. A 
substrate is provided within a reaction chamber together with reactants 
comprising F-TES, a phosphorus-containing precursor, and ozone. A 
phosphorus-doped silicon oxide having Si-F bonds is deposited onto the 
substrate from the reactants. 
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DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

This disclosure of the invention is submitted in furtherance of the 
constitutional purposes of the U.S. Patent Laws "to promote the 
progress of science and useful arts" (Article 1, Section 8). 

The invention encompasses methods of chemical vapor deposition 
of insulating materials comprising fluorine, silicon and oxygen. In one 
aspect, the invention encompasses a method wherein a substrate is 
provided within a CVD reaction chamber together with reactants 
comprising Si, F and ozone. Subsequently, an insulating material 
comprising fluorine, silicon and oxygen is deposited onto the substrate 
from the reactants. 

In an exemplary embodiment of the invention, the Si and F are 
comprised by a compound having an Si-F bond, such as, for example 
F-TES (triethoxy fluorosilane). The F-TES is preferably flowed into the 
reaction chamber at a rate from about 100 milligrams per 
minute (mg/min) to about 500 mg/min. The ozone is preferably flowed 
into the reaction chamber as a mixture with 0 2 (the mixture preferably 
containing from about 5% to about 15% ozone, by volume), with an 
example being at a rate from about 1000 standard cubic centimeters per 
minute (seem) to about 5000 seem, and preferably about 2000 seem. In 
addition to the F-TES and ozone, a second silicon precursor can be 
flowed into the reaction chamber. Such second silicon precursor can 
comprise, for example, TEOS. In alternative embodiments of the 
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invention, the Si reactants can comprise TEOS and the F reactants can 
be comprised by molecules lacking Si. 

Temperature of the substrate within the reaction chamber is 
preferably maintained at from about 400 °C to about 700 °C, and more 
preferably maintained at about 500 °C. Pressure within the reaction 
chamber is preferably maintained at from about 1 Torr to about 
1 atmosphere, more preferably at from about 600 Torr to about 
1 atmosphere, and even more preferably at about 400 Torr. Most 
preferably, no plasma is present within the CVD reaction chamber to 
reduce costs and process complexity. However, it is noted that the 
invention encompasses embodiments wherein plasma is present within the 
reaction chamber during the deposition process. 

Under the above-described exemplary conditions, a material 
comprising fluorine, silicon and oxygen is deposited onto the substrate 
at a rate from about 500 A/minute to about 10,000 A/minute, and is 
typically deposited at a rate of about 8,000 A/minute. The deposited 
material comprises silicon oxide interspersed with Si-F bonds. The 
fluorine is generally present in such material to a concentration from 
about 0.1 atomic percent to about 10 atomic percent. 

An advantage of incorporating fluorine into a silicon oxide 
material is that the fluorine can reduce the flow temperature of the 
material. For instance, it is found that fluorine incorporation into a 
silicon oxide material to an amount of from about 0.1 atomic percent 
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to about 10 atomic percent can reduce a flow temperature of the 
material. Specifically, it is found that a flow temperature of the 
material can be reduced by from about 50 °C to about 100 °C relative 
to a silicon oxide material that is identical to the fluorine-containing 
material in all respects except for lacking the fluorine. 

Another advantage of incorporating Si-F bonds into a silicon oxide 
material (such as, for example, Si0 2 or borophosphosilicate glass) is that 
the fluorine can decrease a dielectric constant of the material. 

Yet another advantage of incorporating fluorine into a silicon 
oxide material can be to reduce so-called fixed charge problems. Fixed 
charges result when one or more silicon atoms are bonded to less than 
four other atoms. In such circumstances, the silicon atoms can carry 
positively-charged electron density and shift a threshold voltage of a 
device incorporating the silicon atoms. Negatively charged fluorine 
atoms can interact with the positively-charged electron density to 
neutralize the density and alleviate fixed charge problems that would 
otherwise occur. 

It is noted that F-TES has been utilized in the prior art in CVD 
processes for depositing silicon oxide materials. However, the F-TES 
was not utilized in combination with ozone. An aspect of the present 
invention is recognition that chemical vapor deposition of fluorine- 
containing silicon oxide from reactants comprising F-TES can be 
significantly improved if such reactants further comprise ozone. 

G:\CURRENT\mi221017.p02 A279809020955N 6 PAT-US\AP-RED 



Specifically, it is recognized that if the reactants comprise F-TES and 
lack ozone, very little fluorine is incorporated into a deposited silicon 
oxide. The advantageous effects of ozone have not been seen with 
other oxygen-containing precursors. Specifically, it is found that 0 2 
and/or H 2 0 2 work significantly less well than ozone as co-reactants with 
F-TES. In other words, if a comparable concentration of H 2 0 2 or 0 2 
is utilized under the above-described reaction conditions in substitution 
of ozone, the silicon oxide that is formed will have significantly less 
than 0.1 atomic percent fluorine incorporated therein. Such silicon 
dioxide will have higher flow temperatures and less density than a 
preferred silicon oxide formed according to a method of the present 
invention utilizing ozone in a chemical vapor deposition process. Also, 
H 2 0 2 can be more difficult to work with than ozone. For instance, it 
can be more difficult to accurately control an H 2 0 2 concentration in a 
reaction chamber than to control an ozone concentration in the 
chamber. 

In other aspects of the invention, a fluorine-containing silicon 
oxide can be provided to be doped with, for example, one or both of 
phosphorous and boron. For instance, a phosphorous precursor can be 
incorporated as a reactant in a chemical vapor deposition process of the 
present invention to form an insulating material comprising fluorine, 
silicon, oxygen, and phosphorous. The phosphorous precursor can 
23 | comprise, for example, TEPO. Preferably, the amount of phosphorous 
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incorporated into a fluorine-containing silicon oxide of the present 
invention is from about 1 atomic percent to about 10 atomic percent. 

Exemplary conditions for incorporating phosphorous into a 
fluorine-containing silicon oxide utilizing a CVD process include: 

a pressure within a CVD reaction chamber of from about 1 Torr 
to about 1 atmosphere; 

a temperature of a substrate within the chamber of from about 
400 °C to about 700 °C; 

a flow rate of F-TES into the reaction chamber of from about 
100 mg/min to about 500 mg/min; 

a flow rate of ozone-containing gas (provided as a mixture of 
from about 5% to about 15% ozone in 0 2 ) of from about 1000 seem 
to about 5000 seem; and 

a flow rate of TEPO in the reaction chamber of from about 
25 mg/min to about 400 mg/min. 

As another example, boron can be incorporated into a fluorine- 
containing silicon oxide of the present invention by providing a boron- 
containing precursor as a reactant in a CVD reaction chamber. The 
boron-containing precursor can comprise, for example, TEB. The boron 
is preferably provided in a fluorine-containing silicon oxide of the 
present invention to a concentration of from about 1 atomic percent to 
about 10 atomic percent, and more preferably provided to a 
concentration of less than or equal to about 8 atomic percent. 
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An exemplary process for incorporating boron into a fluorine- 
containing silicon oxide utilizing a CVD process includes: 

a pressure within a CVD reaction chamber of from about 1 Torr 
to about 1 atmosphere; 

a temperature of a substrate within the chamber of from about 
400 °C to about 700 °C; 

a flow rate of F-TES into the reaction chamber of from about 
100 mg/min to about 500 mg/min; 

a flow rate of ozone-containing gas (provided as a mixture of 
from about 5% to about 15% ozone in 0 2 ) of from about 1000 seem 
to about 5000 seem; and 

a flow rate of TEB into the reaction chamber of from about 
25 mg/min to about 400 mg/min. 

In yet another exemplary application, a fluorine-containing silicon 
oxide of the present invention can be provided to be doped with both 
boron and phosphorous. Preferably, the boron and phosphorous atoms 
are together provided to a concentration of from about 3 atomic percent 
to about 12 atomic percent within the fluorine-containing silicon oxide. 
An exemplary composition of the silicon oxide comprises about 3% 
boron, about 1% phosphorous, and about 2% fluorine (by atomic 
percent). 

Exemplary conditions for forming the boron and phosphorous 
doped fluorine-containing silicon oxide include: 
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a pressure within a CVD reaction chamber of from about 1 Torr 
to about 1 atmosphere; 

a temperature of a substrate within the chamber of from about 
400°C to about 700°C; 

a flow rate of F-TES into the reaction chamber of from about 
100 mg/min to about 1000 mg/min; 

a flow rate of ozone-containing gas (provided as a mixture of 
from about 5% to about 15% ozone in 0 2 ) of from about 1000 seem 
to about 8000 seem; 

a flow rate of TEPO in the reaction chamber of from about 
25 mg/min to about 400 mg/min; and 

a flow rate of TEB into the reaction chamber of from about 
25 mg/min to about 400 mg/min. In preferred embodiments, the 
pressure is from about 10 Torr to about 700 Torr. 

In each of the above-described embodiments, the CVD reaction 
chamber referred to is a single wafer, cold wall chamber. The invention 
encompasses embodiment utilizing other types of reaction chambers. 

In compliance with the statute, the invention has been described 
in language more or less specific as to structural and methodical 
features. It is to be understood, however, that the invention is not 
limited to the specific features shown and described, since the means 

22 | herein disclosed comprise preferred forms of putting the invention into 

23 | effect. The invention is, therefore, claimed in any of its forms or 
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modifications within the proper scope of the appended claims 
appropriately interpreted in accordance with the doctrine of equivalents. 
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CLAIMS : 

1. A method of forming an insulating material comprising: 
providing a substrate within a reaction chamber; 

providing reactants comprising silicon, fluorine and ozone within 
the reaction chamber; and 

depositing an insulating material comprising fluorine, silicon and 
oxygen onto the substrate from the reactants. 

2. The method of claim 1 wherein the depositing occurs 
without a plasma being present in the reaction chamber. 

3. The method of claim 1 wherein the depositing occurs with 
a plasma being present in the reaction chamber. 

4. The method of claim 1 wherein the silicon and fluorine of 
the reactants are comprised within a common molecule. 

5. The method of claim 1 wherein the silicon and fluorine of 
the reactants are comprised within a common molecule having an Si-F 
bond. 
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6. The method of claim 1 wherein the silicon and fluorine of 
2 the reactants are comprised by triethoxy fluorosilane. 



7. The method of claim 1 wherein the fluorine in the 
insulating material is present in Si-F bonds. 

8. The method of claim 1 wherein the fluorine in the 
insulating material is present at a concentration of from about 
0.1 atomic percent to about 10 atomic percent. 

9. The method of claim 1 wherein the insulating material is 
deposited at a rate of from about 1000 A/minute to about 
7000 A/minute. 

10. The method of claim 1 further comprising maintaining a 
pressure within the reaction chamber at from about 1 Torr to about 
1 atmosphere during the depositing. 

11. The method of claim 1 further comprising maintaining a 
pressure within the reaction chamber at from greater than 400 Torr to 
about 1 atmosphere during the depositing. 
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12. The method of claim 1 further comprising maintaining a 
temperature of the substrate at from about 400 °C to about 700 °C 
during the depositing. 

13. The method of claim 1 wherein the reactants further 
comprise phosphorus, and wherein the insulating material comprises 
fluorine, silicon, oxygen and phosphorus. 

14. The method of claim 1 wherein the reactants further 
comprise boron, and wherein the insulating material comprises fluorine, 
silicon, oxygen and boron. 

15. The method of claim 1 wherein the reactants further 
comprise boron and phosphorus, and wherein the insulating material 
comprises fluorine, silicon, oxygen, boron and phosphorus. 

16. The method of claim 1 wherein the reactants comprise a 
molecule that includes both Si and F, and another molecule that 
includes Si without F. 

17. The method of claim 1 wherein the reactants comprise 
triethoxy fluorosilane and tetraethyl orthosilicate. 
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18. A method of forming a silicon oxide having Si-F bonds, 
comprising: 

providing a substrate within a reaction chamber; 
providing reactants comprising ozone and a precursor having Si-F 
bonds; and 

depositing a silicon oxide having Si-F bonds onto the substrate 
from the reactants. 

19. The method of claim 18 wherein the precursor having Si-F 
bonds is triethoxy fluorosilane. 

20. The method of claim 18 wherein the depositing occurs 
without a plasma being present in the reaction chamber. 

21. A method of forming a boron-doped silicon oxide having 
Si-F bonds, comprising: 

providing a substrate within a reaction chamber; 

providing reactants comprising triethoxy fluorosilane, a boron- 
containing precursor, and ozone within the reaction chamber; and 

depositing a boron-doped silicon oxide having Si-F bonds onto the 
substrate from the reactants. 
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22. The method of claim 21 wherein the boron-containing 
precursor is triethyl borane. 

23. A method of forming a phosphorus-doped silicon oxide 
having Si-F bonds, comprising: 

providing a substrate within a reaction chamber; 

providing reactants comprising triethoxy fluorosilane, a phosphorus- 
containing precursor, and ozone within the reaction chamber; and 

depositing a phosphorus-doped silicon oxide having Si-F bonds 
onto the substrate from the reactants. 

24. The method of claim 23 wherein the phosphorus-containing 
precursor is tetraethoxy phosphine. 
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25. A method of forming a boron and phosphorus doped silicon 
oxide having Si-F bonds, comprising: 

providing a substrate within a reaction chamber; 

providing reactants comprising triethoxy fluorosilane, a boron- 
containing precursor, a phosphorus-containing precursor and ozone within 
the reaction chamber; and 

depositing a boron and phosphorus doped silicon oxide having Si-F 
bonds onto the substrate from the reactants, the depositing occurring 
without a plasma being present in the reaction chamber. 

26. The method of claim 25 wherein the boron-containing 
precursor is triethyl borane. 

27. The method of claim 25 wherein the phosphorus-containing 
precursor is tetraethoxy phosphine. 

28. The method of claim 25 wherein the phosphorus-containing 
precursor is tetraethoxy phosphine and the boron-containing precursor 
is triethyl borane. 
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29. A method of forming a silicon and oxygen containing 
insulating material having reduced flow temperatures, comprising: 
providing a substrate within a reaction chamber; 
providing reactants comprising Si, F and ozone within the reaction 
chamber; and 

depositing a first insulating material containing fluorine, silicon 
and oxygen onto the substrate from the reactants, the first insulating 
material having reduced flow temperatures as compared to another 
silicon and oxygen containing insulating material deposited under the 
10 \ same conditions but without having fluorine in the reactants. 



30. The method of claim 29 wherein reactants further comprise 
at least one of a phosphorus-containing precursor and a boron-containing 
precursor, and wherein the first insulating material further comprises at 
least one of boron and phosphorus. 

31. The method of claim 29 wherein the Si and F are 
comprised by triethoxy fluorosilane. 
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32. A method of forming a silicon and oxygen containing 
insulating material having increased density, comprising: 

providing a substrate within a reaction chamber; 
providing reactants comprising Si, F and ozone within the reaction 
chamber; and 

depositing a first insulating material containing fluorine, silicon 
and oxygen onto the substrate from the reactants, the first insulating 
material having increased density as compared to another silicon and 
oxygen containing insulating material deposited under the same 
conditions but without having fluorine in the reactants. 

33. The method of claim 32 wherein reactants further comprise 
at least one of a phosphorus-containing precursor and a boron-containing 
precursor, and wherein the first insulating material further comprises at 
least one of boron and phosphorus. 

34. The method of claim 32 wherein the Si-F precursor is 
triethoxy fluorosilane. 
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ABSTRACT OF THE DISCLOSURE 

In one aspect, the invention includes a method of forming an 
insulating material comprising: a) providing a substrate within a reaction 
chamber; b) providing reactants comprising a Si, F and ozone within the 
reaction chamber; and c) depositing an insulating material comprising 
fluorine, silicon and oxygen onto the substrate from the reactants. In 
another aspect, the invention includes a method of forming a boron- 
doped silicon oxide having Si-F bonds, comprising: a) providing a 
substrate within a reaction chamber; b) providing reactants comprising 
Triethoxy fluorosilane, a boron-containing precursor, and ozone within 
the reaction chamber; and c) depositing a boron-doped silicon oxide 
having Si-F bonds onto the substrate from the reactants. In yet another 
aspect, the invention includes a method of forming a phosphorus-doped 
silicon oxide having Si-F bonds, comprising: a) providing a substrate 
within a reaction chamber; b) providing reactants comprising triethoxy 
fluorosilane, a phosphorus-containing precursor, and ozone within the 
reaction chamber; and c) depositing a phosphorus-doped silicon oxide 
having Si-F bonds onto the substrate from the reactants. 
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DECLARATION OF J OINT INVENTORS FOR PATENT APPLICATION 
As the below named inventor, I hereby declare that: 
My residence, post office address and citizenship are as stated 

below next to my name. 

I believe I am the original, first and joint inventor of the subject 

matter which is claimed and for which a patent is sought on the 

invention entitled: Methods of Forming Insulating Materials, the 

specification of which is attached hereto. 

I hereby state that I have reviewed and understand the contents 

of the above-identified specification, including the claims. 

I acknowledge the duty to disclose information known to me to be 

material to patentability as defined in Title 37, Code of Federal 

Regulations §1.56. 

PRIOR FOREIGN APPLICATIONS: 

I hereby state that no applications for foreign patents or inventor's 
certificates have been filed prior to the date of execution of this 
declaration. 

I hereby declare that all statements made herein of my own 
knowledge are true and that all statements made on information and 
belief are believed to be true; and further that these statements were 
made with the knowledge that willful false statements and the like so 
made are punishable by fine or imprisonment, or both, under 
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Section 1001 of Title 18 of the United States Code and that such willful 
false statement may jeopardize the validity of the application or any 
patent issued therefrom. 
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Full name of inventor: Anantf Srjdivasan 
Inventor's Signature 
Date: 




Residence: 
Citizenship: 
Post Office Address 



670 S. Clearwater, #201 
Boise, ID 83712 
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Full name of inventor: Gurtei Sandhu 
Inventor's Signature: (jh bLhU & W ' 



Date: 



Residence: 

Citizenship: 

Post Office Address: 



Boise, ID 

Great Britain 

2964 E. Parkriver Drive 
Boise, ID 83706 
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Boise, ID 83716 



10 



u 



12 



13 



14 



15 



16 



17 



18 



19 



20 



21 



22 



M122-1017.DE1 A279809Q215Q0N 



3 



' 1 
/ , 

2 
3 
4 

5 
6 
7 
8 
9 
10 
11 
12 
13 
14 
15 
16 
17 
18 
19 
20 
21 
22 
23 



J 15:04 FAX 208 368 5606 Patent Dept. ® 009 

EL169835308 

IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 

Application Serial No Filed herewith 

Filing Date Filed herewith 

Inventor Anand Srinivasan et. al. 

Assignee Micron Technology, Inc. 

Group Art Unit Unknown 

Examiner Unknown 

Attorney's Docket No , MI22-1017 

Title: Methods Of Forming Insulating Materials 



POWER OF ATTORNEY BY ASSIGNEE AND 
CERTIFICATE BY ASSIGNEE UNDER 37 CFR S3-73(b) 

To: Assistant Commissioner for Patents 
Washington, D.C 20231 



MICRON TECHNOLOGY, INC., the Assignee of the entire right, title 
and interest in the above-identified patent application by assignment attached 
hereto, hereby appoints the attorneys and agents of the firm of WELLS, ST. 
JOHN, ROBERTS, GREGORY & MATKIN P.S., listed as follows: 



Richard J. St. John 


Reg. 


No. 19,363 


David P. Roberts 


Reg. 


No. 23,032 


Randy A. Gregory 


Reg. 


No. 30,386 


Mark S. Matkin 


Reg. 


No. 32,268 


James L. Price 


Reg. 


No. 27,376 


Deepak Malhotra 


Reg. 


No. 33,560 


Mark W. Hendricksen 


Reg. 


No. 32,356 


David G. Latwesen 


Reg. 


No. 38,533 


George G. Grigel 


Reg. 


No. 31,166 


Keith D. Grzelak 


Reg. 


No. 37,144 


John S. Reid 


Reg. 


No. 36,369 


Lance R. Sadler 


Reg. 


No. 38,605 


James D. Shaurette 


Reg. 


No. 39,833 
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and also attorneys Michael L, Lynch (Reg. No. 30,871) and Lia Pappas 
Dennison (Reg. No. 34,095) of Micron Technology, Inc., as its attorneys with 
full power of substitution to prosecute this application and transact all 
business in the Patent and Trademark Office connected therewith. 

The Assignee certifies that the above-identified Assignment has been 
reviewed and to the best of Assignee's knowledge and belief, title is in the 
Assignee. 

Please direct all correspondence regarding this application to: 



Wells, St. John, Roberts, Gregory & Matkin P.S. 
Attn: David G. Latwesen, Ph.D. 
601 W. First Avenue, Suite 1300 
Spokane, WA 99201*3828 

Telephone: (509) 624-4276 
Facsimile: (509) 838-3424 



MICRON TECHNOLOGY, INC. 



Dated: 




Name: Michael L. Lynch, Esq. 
Title: Chief Patent Counsel 
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